The influence of excited state topology on wavepacket delocalization in the relaxation of photoexcited polyatomic molecules.
This paper compares the relaxation dynamics of several molecules that display internal conversion on ultrafast time scales. We find that the degree of wavefunction localization during relaxation is strongly correlated with the rate of relaxation. We discuss our experimental findings in terms of two-dimensional model simulations which try to capture the essential features of the potential energy landscapes relevant to the relaxation dynamics. Our model calculations show how relaxation can be local or nonlocal depending on basic features of the potential energy surface traversed by the wavepacket en route back to the ground state.